Theoretical calculations summary
.
1 H NMR data: chemical shift () and n J H,H (Hz) for compound 1-8 in CDCl3 s11 Table S2. 13 C NMR data: chemical shift () and 1 J C,H (Hz) for compound 1-8 in CDCl3 Scheme S9. (a) ORTEP diagram of compounds 6 and 7, thermal ellipsoids are drawn at 30% probability level for all atoms other than H. (b) Intermolecular hydrogen bonds of compound 6 and 7 s20 Scheme S10.
1 J C,H coupling constant of compound 3, 5, 6 and 8 s21
Scheme S11. Schematic representation of n X →* C7-Heq Hyperconjugation in the piperidones 3-8 s21 Scheme S12. Distance between N(3) and *C-H orbital of compound 3, 5, 6 and 7, measured by X-ray 
Crystallography
The crystallographic data for compounds 1, 6 and 7 have been deposited in the Cambridge Crystallographic Data Centre with the deposition numbers CCDC 928314 (1), 928315 (6), 933224 (7), respectively. These data can be obtained free of charge from the Cambridge Crystallographic Data Centre via www.ccdc.cam.ac.uk/data request/cif. 
